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1
PHOTOVOLTAIC CELL WITH
THIAZOLE-CONTAINING POLYMER

This application is a divisional and claims benefit of U.S.
application Ser. No. 13/191,264, filed Jul. 26, 2011, which is
a divisional and claims benefit of U.S. application Ser. No.
11/851,591, filed Sep. 7, 2007, now U.S. Pat. No. 8,008,424,
which in turn claims benefit of U.S. Provisional Patent Appli-
cation Ser. No. 60/850,845, filed Oct. 11, 2006. The entire
contents of each of the applications are hereby incorporated
by reference.

STATEMENT REGARDING FEDERALLY
SPONSORED RESEARCH

This invention was supported by contract number
WI11QY-04-C-0070 awarded by the Defense Advanced
Research Projects Agency. The U.S. Government has certain
rights in the invention.

TECHNICAL FIELD

This invention relates to photovoltaic cells with thiazole-
containing polymers, as well as related components; systems,
and methods.

BACKGROUND

Photovoltaic cells are commonly used to transfer energy in
the form of light into energy in the form of electricity. A
typical photovoltaic cell includes a photoactive material dis-
posed between two electrodes. Generally, light passes
through one or both of the electrodes to interact with the
photoactive material. As a result, the ability of one or both of
the electrodes to transmit light (e.g., light at one or more
wavelengths absorbed by a photoactive material) can limit the
overall efficiency of a photovoltaic cell. In many photovoltaic
cells, a film of semiconductive material (e.g., indium tin
oxide) is used to form the electrode(s) through which light
passes because, although the semiconductive material can
have a lower electrical conductivity than electrically conduc-
tive materials, the semiconductive material can transmit more
light than many electrically conductive materials.

SUMMARY

This invention relates to photovoltaic cells with thiazole-
containing polymers (e.g., polymers containing a bithiazole,
cyclopentadithiazole, or thiazolothiazole moiety), as well as
related components, systems, and methods.

An aspect of the invention relates to new combinations of
monomers for preparing polymers, which have properties
suitable for use as charge carriers in the active layer of a
photovoltaic cell.

In one aspect, this invention features a polymer including a
first comonomer repeat unit comprising a cyclopentadithiaz-
ole moiety; and a second comonomer repeat unit different
from the first comonomer repeat unit.

In another aspect, this invention features a polymer includ-
ing a first comonomer repeat unit comprising a thiazolothia-
zole moiety; and a second comonomer repeat unit different
from the first comonomer repeat unit. The second comono-
mer repeat unit is not a phenyl moiety or a fluorene moiety.

In another aspect, this invention features a polymer includ-
ing a first comonomer repeat unit comprising a thiazole moi-
ety; and a second comonomer repeat unit different from the
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first comonomer repeat unit. The second comonomer repeat
unit is not a thiophene moiety or a fluorene moiety.

In still another aspect, this invention features an article that
includes a first electrode, a second electrode, and a photoac-
tive material disposed between the first and second elec-
trodes. The photoactive material includes a polymer
described above. The article is configured as a photovoltaic
cell.

Embodiments can include one or more of the following
features.

In some embodiments, the first comonomer repeat unit
includes a cyclopentadithiazole moiety of formula (1):

nOale

R R

in whicheach of R, and R,, independently, is H, C, -C,, alkyl,
C,-C,, alkoxy, C;-C,, cycloalkyl, C,-C,, heterocycloalkyl,
aryl, heteroaryl, halo, CN, OR, C(O)R, C(O)OR, or SO,R; R
being H, C,-C,, alkyl, C,-C,, alkoxy, aryl, heteroaryl,
C;-C,, cycloalkyl, or C,-C,, heterocycloalkyl. For example,
each of R, and R,, independently, can be C,-C,, alkoxy or
C,-C,, alkyl optionally substituted with C,-C,, alkoxy or
halo.

In some embodiments, the first comonomer repeat unit
comprises a thiazole moiety of formula (23):

(23)
O

in which Ry is H, C,-C,, alkyl, C,-C,, alkoxy, C;-C,,
cycloalkyl, C,-C,, heterocycloalkyl, aryl, heteroaryl, halo,
CN, OR, C(O)R, C(O)OR, or SO,R; R being H, C,-C,, alkyl,
C,-C,, alkoxy, aryl, heteroaryl, C5-C, cycloalkyl, or C,-C,,
heterocycloalkyl. For example, R can be hexyl.

In some embodiments, the first comonomer repeat unit
comprises a thiazolothiazole moiety of formula (25):

(25)

In some embodiments, the second comonomer repeat unit
includes a silacyclopentadithiophene moiety, a benzothiadia-
zole moiety, a thiadiazoloquinoxaline moiety, a cyclopenta-
dithiophene moiety, a cyclopentadithiophene oxide moiety, a
benzoisothiazole moiety, a benzothiazole moiety, a thiophene
oxide moiety, a thienothiophene moiety, a thienothiophene
oxide moiety, a  dithienothiophene moiety, a
dithienothiophene oxide moiety, a tetrahydroisoindole moi-
ety, a fluorene moiety, a fluorenone moiety, a thiazole moiety,
a selenophene moiety, a silole moiety, a thiazolothiazole moi-
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ety, a cyclopentadithiazole moiety, a naphthothiadiazole moi-
ety, a thienopyrazine moiety, a thiophene moiety, an oxazole
moiety, an imidazole moiety, a pyrimidine moiety, a benzox-
azole moiety, or a benzimidazole moiety.

In some embodiments, the second comonomer repeat unit
includes a cyclopentadithiazole moiety of formula (1), a ben-
zothiadiazole moiety of formula (2), a thiadiazoloquinoxa-
line moiety of formula (3), a cyclopentadithiophene dioxide
moiety of formula (4), a cyclopentadithiophene monoxide
moiety of formula (5), a benzoisothiazole moiety of formula
(6), a benzothiazole moiety of formula (7), a thiophene diox-
ide moiety of formula (8), a cyclopentadithiophene dioxide
moiety of formula (9), a cyclopentadithiophene tetraoxide
moiety of formula (10), a thienothiophene moiety of formula
(11), a thienothiophene tetraoxide moiety of formula (12), a
dithienothiophene  moiety of formula (13), a
dithienothiophene dioxide moiety of formula (14), a
dithienothiophene tetraoxide moiety of formula (15), a tet-
rahydroisoindole moiety of formula (16), a thienothiophene
dioxide moiety of formula (17), a dithienothiophene dioxide
moiety of formula (18), a fluorene moiety of formula (19), a
silole moiety of formula (20), a cyclopentadithiophene moi-
ety of formula (21), a fluorenone moiety of formula (22), a
thiazole moiety of formula (23), a selenophene moiety of
formula (24), a thiazolothiazole moiety of formula (25), a
naphthothiadiazole moiety of formula (26), a thienopyrazine
moiety of formula (27), a silacyclopentadithiophene moiety
of formula (28), a thiophene moiety of formula (29), an
oxazole moiety of formula (30), an imidazole moiety of for-
mula (31), a pyrimidine moiety of formula (32), a benzox-
azole moiety of formula (33), or a benzimidazole moiety of
formula (34):

(6]
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Rs Re
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inwhich each of X and Y, independently, is CH,, O, or S; each
of Rs and Ry, independently, is H, C,-C,, alkyl, C,-C,,
alkoxy, C;-C,, cycloalkyl, C,-C,, heterocycloalkyl, aryl,
heteroaryl, halo, CN, OR, C(O)R, C(O)OR, or SO,R, in
which R is H, C,-C,, alkyl, C,-C,, alkoxy, aryl, heteroaryl,
C;-C,, cycloalkyl, or C,-C,, heterocycloalkyl; and each of
R, and Ry, independently, is H, C,-C, alkyl, C,-C,, alkoxy,
aryl, heteroaryl, C;-C,, cycloalkyl, or C;-C,, heterocy-
cloalkyl.

In some embodiments, the polymer further includes a third
comonomer repeat unit different from the first and second
comonomer repeat units. The third comonomer repeat unit
can include a thiophene moiety (e.g., a unsubstituted or sub-
stituted thiophene moiety).

In some embodiments, the polymer can be either an elec-
tron donor material or an electron acceptor material.
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In some embodiments, the polymer can be

in which n can be an integer greater than 1.

In some embodiments, the photovoltaic cell can be a tan-
dem photovoltaic cell.

In some embodiments, the photoactive material can
include an electron acceptor material. In some embodiments,
the electron acceptor material can be a fullerene (e.g., C61-
phenyl-butyric acid methyl ester, PCBM).

In some embodiments, the polymer and the electron accep-
tor material each can have a LUMO energy level. The LUMO
energy level of the polymer can be at least about 0.2 eV (e.g.,
at least about 0.3 eV) less negative than the LUMO energy
level of the electron acceptor material.

In some embodiments, the device can be an organic semi-
conductive device. In certain embodiments, the device can be
a member selected from the group consisting of field effect
transistors, photodetectors, photovoltaic detectors, imaging
devices, light emitting diodes, lasing devices, conversion lay-
ers, amplifiers and emitters, storage elements, and electro-
chromic devices.

Embodiments can provide one or more of the following
advantages.

In some embodiments, using a polymer containing a thia-
zole moiety can be advantageous because the thiazole moiety
can contribute to a shift in the maximum absorption wave-
length toward the red or near IR region of the electromagnetic
spectrum. When such a polymer is incorporated into a pho-
tovoltaic cell, the current and efficiency of the cell can
increase.

In some embodiments, substituted fullerenes or polymers
containing substituted monomer repeat units (e.g., substi-
tuted with long-chain alkoxy groups such as oligomeric eth-
ylene oxides or fluorinated alkoxy groups) can have improved
solubility in organic solvents and can form a photoactive layer
with improved morphology.

In some embodiments, a polymer containing a thiazole
moiety can absorb light at a relatively long wavelength and
have improved solubility in organic solvents. In some
embodiments, a polymer containing a thiazole moiety can be
used to prepare an electron donor material with improved
semiconductive properties.

In some embodiments, a photovoltaic cell containing a
polymer described above can have a band gap that is relatively
ideal for its intended purposes.

In some embodiments, a photovoltaic cell having high cell
voltage can be created, whereby the HOMO level of the
polymer is at least about 0.2 electron volts more negative
relative to the LUMO or conduction band of an electron
acceptor material.

In some embodiments, a photovoltaic cell containing a
polymer described above can have relatively fast and efficient
transfer of an electron to an electron acceptor material,
whereby the LUMO of'the donor is at least about 0.2 electron
volt (e.g., at least about 0.3 electron volt) less negative than
the conduction band of the electron acceptor material.
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In some embodiments, a photovoltaic cell containing a
polymer described above can have relatively fast charge sepa-
ration, whereby the charge mobility of the positive charge, or
hole, is relatively high and falls within the range of 10~ to
107! cm?/Vs.

In some embodiments, the polymer is soluble in an organic
solvent and/or film forming.

In some embodiments, the polymer is optically non-scat-
tering.

In some embodiments, the polymer can be used in organic
field effect transistors and OLEDs.

Other features and advantages of the invention will be
apparent from the description, drawings, and claims.

DESCRIPTION OF DRAWINGS

FIG. 1 is a cross-sectional view of an embodiment of a
photovoltaic cell.

FIG. 2 is a schematic of a system containing one electrode
between two photoactive layers.

Like reference symbols in the various drawings indicate
like elements.

DETAILED DESCRIPTION

FIG. 1 shows a cross-sectional view of a photovoltaic cell
100 that includes a substrate 110, a cathode 120, a hole carrier
layer 130, an active layer 140 (containing an electron acceptor
material and an electron donor material), a hole blocking
layer 150, an anode 160, and a substrate 170.

In general, during use, light impinges on the surface of
substrate 110, and passes through substrate 110, cathode 120,
and hole carrier layer 130. The light then interacts with active
layer 140, causing electrons to be transferred from the elec-
tron donor material (e.g., a polymer described above) to the
electron acceptor material (e.g., PCBM). The electron accep-
tor material then transmits the electrons through hole block-
ing layer 150 to anode 160, and the electron donor material
transfers holes through hole carrier layer 130 to cathode 120.
Anode 160 and cathode 120 are in electrical connection via an
external load so that electrons pass from anode 160, through
the load, and to cathode 120.

Electron acceptor materials of active layer 140 can include
fullerenes. In some embodiments, active layer 140 can
include one or more unsubstituted fullerenes and/or one or
more substituted fullerenes. Examples of unsubstituted
fullerenes include Cg,, C,y, Coy, Cog, Cqn, Cqy, and C,.
Examples of substituted fullerenes include PCBM or
fullerenes substituted with C,-C,,, alkoxy optionally further
substituted with C,-C,, alkoxy or halo (e.g., (OCH,CH,),
OCH,; or OCH,CF,OCF,CF,0OCF;). Without wishing to be
bound by theory, it is believed that fullerenes substituted with
long-chain alkoxy groups (e.g., oligomeric ethylene oxides)
or fluorinated alkoxy groups have improved solubility in
organic solvents and can form a photoactive layer with
improved morphology.

In some embodiments, the electron acceptor materials can
include polymers (e.g., homopolymers or copolymers). A
polymers mentioned herein include at least two identical or
different monomer repeat units (e.g., at least 5 monomer
repeat units, at least 10 monomer repeat units, at least 50
monomer repeat units, at least 100 monomer repeat units, or
at least 500 monomer repeat units). A copolymer mentioned
herein refers to a polymer that includes at least two co-mono-
mers of differing structures. In some embodiments, the poly-
mers used as an electron acceptor material can include one or
more monomer repeat units listed in Tables 1 and 2 below.
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Specifically, Table 1 lists examples of electron donating
monomer repeat units that can serve as a conjugative link.
Table 2 lists examples of electron withdrawing monomer
repeat units. Note that depending on the substituents, mono-
mer repeat units listed in Table 1 can be electron withdrawing
and monomer repeat units listed in Table 2 can also be elec-
tron donating. Preferably, the polymers used as an electron
acceptor material include a high molar percentage (e.g., at
least about 50%, at least about 60%, at least about 70%, at
least about 80%, at least about 90%) of an electron withdraw-
ing monomer repeat unit.

Electron donor materials of active layer 140 can include
polymers (e.g., homopolymers or copolymers). In some
embodiments, the polymers used as an electron donor mate-
rial can include one or more monomer repeat units listed in
Tables 1 and 2. Preferably, the polymers used as an electron
donor material include a high molar percentage (e.g., at least
about 50%, at least about 60%, at least about 70%, at least
about 80%, at least about 90%) of an electron donating mono-
mer repeat unit. In some embodiments, the polymers include
a monomer repeat unit containing C,-C,, alkoxy on a ring,
which is optionally further substituted with C,-C,, alkoxy or
halo (e.g., (OCH,CH,),OCH; or OCH,CF,OCF,CF,OCF,).
Without wishing to be bound by theory, it is believed that
polymers containing monomer repeat units substituted with
long-chain alkoxy groups (e.g., oligomeric ethylene oxides)
or fluorinated alkoxy groups have improved solubility in
organic solvents and can form an photoactive layer with
improved morphology.

TABLE 1
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TABLE 2-continued

S

\ /

Referring to formulas listed in Tables 1 and 2 above, each
of X andY, independently, canbe CH,, O, or S; each of R |, R,
Rs, and R, independently, can be H, C,-C,, alkyl (e.g.,
branched alky] or perflorinated alkyl), C, -C,, alkoxy, C;-C,,
cycloalkyl, C,-C,, heterocycloalkyl, aryl (e.g., phenyl or sub-
stituted phenyl), heteroaryl, halo, CN, OR, C(O)R, C(O)OR,
or SO,R; R being H, C,-C,, alkyl, C,-C,, alkoxy, aryl, het-
eroaryl, C;-C,, cycloalkyl, or C,-C,, heterocycloalkyl; and
each of R, and Ry, independently, is H, C,-C,, alkyl, C,-C,,
alkoxy, aryl, heteroaryl, C;-C, cycloalkyl, or C;-C, hetero-
cycloalkyl.

An alkyl can be saturated or unsaturated and branch or
straight chained. A C,-C,, alkyl contains 1 to 20 carbon
atoms (e.g., one, two, three, four, five, six, seven, eight, nine,
10, 11, 12, 13, 14, 15, 16, 17, 18, 19, and 20 carbon atoms).
Examples of alkyl moieties include —CH;, —CH,—,
—CH,—CH,—, —CH,—CH—CH,, and branched
—C;H,. An alkoxy can be branch or straight chained and
saturated or unsaturated. A C,-C,, alkoxy contains an oxygen
radical and 1 to 20 carbon atoms (e.g., one, two, three, four,
five, six, seven, eight, nine, 10, 11, 12, 13, 14, 15,16, 17, 18,
19, and 20 carbon atoms). Examples of alkoxy moieties
include —OCH; and —OCH—CH—CH,. A cycloalkyl can
be either saturated or unsaturated. A C;-C,,, cycloalkyl con-
tains 3 to 20 carbon atoms (e.g., three, four, five, six, seven,
eight, nine, 10,11,12,13,14,15,16,17,18, 19, and 20 carbon
atoms). Examples of cycloalkyl moieities include cyclohexyl
and cyclohexen-3-yl. A heterocycloalkyl can also be either
saturated or unsaturated. A C;-C,, heterocycloalkyl contains
at least one ring heteroatom (e.g., O, N, and S) and 3 to 20
carbon atoms (e.g., three, four, five, six, seven, eight, nine, 10,
11, 12, 13, 14, 15, 16, 17, 18, 19, and 20 carbon atoms).
Examples of heterocycloalkyl moieties include 4-tetrahydro-
pyranyl and 4-pyranyl. An aryl can contain one or more
aromatic rings. Examples of aryl moieties include phenyl,
phenylene, naphthyl, naphthylene, pyrenyl, anthryl, and
phenanthryl. A heteroaryl can contain one or more aromatic
rings, at least one of which contains at least one ring heteroa-
tom (e.g., O, N, and S). Examples of heteroaryl moieties
include furyl, furylene, fluorenyl, pyrrolyl, thienyl, oxazolyl,
imidazolyl, thiazolyl, pyridyl, pyrimidinyl, quinazolinyl,
quinolyl, isoquinolyl, and indolyl.

Alkyl, alkoxy, cycloalkyl, heterocycloalkyl, aryl, and het-
eroaryl mentioned herein include both substituted and unsub-
stituted moieties, unless specified otherwise. Examples of
substituents on cycloalkyl, heterocycloalkyl, aryl, and het-
eroaryl include C,-C,, alkyl, C;-C,, cycloalkyl, C,-C,,
alkoxy, aryl, aryloxy, heteroaryl, heteroaryloxy, amino,
C,-C,, alkylamino, C,-C,, dialkylamino, arylamino, diary-
lamino, hydroxyl, halogen, thio, C,-C,, alkylthio, arylthio,
C,-C,, alkylsulfonyl, arylsulfonyl, cyano, nitro, acyl, acy-
loxy, carboxyl, and carboxylic ester. Examples of substitu-
ents on alkyl include all of the above-recited substituents
except C,-C,, alkyl. Cycloalkyl, heterocycloalkyl, aryl, and
heteroaryl also include fused groups.
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The monomers for preparing the polymers mentioned
herein may contain a non-aromatic double bond and one or
more asymmetric centers. Thus, they can occur as racemates
and racemic mixtures, single enantiomers, individual diaste-
reomers, diastereomeric mixtures, and cis- or trans-isomeric
forms. All such isomeric forms are contemplated.

The copolymers described above can be prepared by meth-
ods known in the art. For example, a copolymer can be pre-
pared by a cross-coupling reaction between one or more
comonomers containing two alkylstannyl groups and one or
more comonomers containing two halo groups in the pres-
ence of a transition metal catalyst. As another example, a
copolymer can be prepared by a cross-coupling reaction
between one or more comonomers containing two borate
groups and one or more comonomers containing two halo
groups in the presence of a transition metal catalyst. The
comonomers can be prepared by the methods described
herein or by the methods know in the art, such as those
described in U.S. patent application Ser. No. 11/486,536,
Coppo et al., Macromolecules 2003, 36, 2705-2711 and Kurt
et al., J. Heterocycl. Chem. 1970, 6, 629, the contents of
which are hereby incorporated by reference.

The monomers for preparing the copolymers described
above are either commercially available or can be prepared by
methods known in the art. For example, a cyclopentadithiaz-
ole monomer can be prepared by the method illustrated in
Scheme I below. The cyclopentadithiazole monomer thus
obtained can then react with another monomer (such as those
shown in Scheme II below) to form a copolymer described
above.

Scheme I
Br
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-continued
R R

(R = C-Cyg alkyl or C;-Cag alkoxy}

Scheme II
R R
N N
oy
q q + X-ArX——
R R
N N
/ \ /
)\Ar
/(U\)\
%/ é? ﬁ o~ o
R = C-Cyg alkyl or C;-Cyg alkoxy
kX = halo

Table 3 below lists an exemplary polymer (i.e., polymer 1)
described in the Summary section above. This polymer can
have unique properties, which make it particularly suitable as
a charge carrier in the active layer of a photovoltaic cell. For
example, an organic photovoltaic cell include this polymer in
the active layer can have an efficiency more than 3%. Polymer
1 can be obtained by the methods described in Example 2
below.

Polymer 1
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Generally, one co-monomer in the polymers described in
the Summary section above contains a thiazole moiety (e.g.,
a bithiazole, thiazolothiazole, or cyclopentadithiazole moi-
ety). An advantage of a co-polymer containing a thiazole
moiety is that its absorption wavelength can shift toward the
red and near IR portion (e.g., 650-800 nm) of the electromag-
netic spectrum, which is not accessible by most other poly-
mers. When such a co-polymer is incorporated into a photo-
voltaic cell, it enables the cell to absorb the light in this region
of'the spectrum, thereby increasing the current and efficiency
of the cell.

The polymers described above can be useful in solar power
technology because the band gap is close to ideal for a pho-
tovoltaic cell (e.g., a polymer-fullerene cell). The HOMO
level of the polymers can be positioned correctly relative to
the LUMO of an electron acceptor (e.g., PCBM) in a photo-
voltaic cell (e.g., a polymer-fullerene cell), allowing for high
cell voltage. The LUMO of the polymers can be positioned
correctly relative to the conduction band of the electron
acceptor in a photovoltaic cell, thereby creating efficient
transfer of an electron to the electron acceptor. For example,
using a polymer having a band gap of about 1.4-1.6 eV can
significantly enhance cell voltage. Cell performance, specifi-
cally efficiency, can benefit from both an increase in photo-
current and an increase in cell voltage, and can approach and
even exceed 15% efficiency. The positive charge mobility of
the polymers can be relatively high and approximately in the
range of 107* to 10~! cm*/Vs. In general, the relatively high
positive charge mobility allows for relatively fast charge
separation. The polymers can also be soluble in an organic
solvent and/or film forming. Further, the polymers can be
optically non-scattering.

Components in photovoltaic cell other than the electron
acceptor materials and the electron donor materials are
known in the art, such as those described in U.S. patent
application Ser. No. 10/723,554, the contents of which are
incorporated herein by references.

In some embodiments, the polymer described above can be
used as an electron donor material or an electro acceptor
material in a system in which two photovoltaic cells share a
common electrode. Such a system is also known as tandem
photovoltaic cell. Examples of tandem photovoltaic cells are
discussed in U.S. patent application Ser. No. 10/558,878,
filed Nov. 29, 2005, the contents of which are hereby incor-
porated by reference.

As an example, FIG. 2 is a schematic of a tandem photo-
voltaic cell 200 having a substrate 210, three electrodes 220,
240, and 260, and two photoactive layers 230 and 250. Elec-
trode 240 is shared between photoactive layers 230 and 250,
and is electrically connected with electrodes 220 and 260. In
general, electrodes 220, 240, and 260 can be formed of an
electrically conductive material, such as those described in
U.S. patent application Ser. No. 10/723,554. In some embodi-
ments, one or more (i.e., one, two, or three) electrodes 220,
240, and 260 is a mesh electrode. In some embodiments, one
or more electrodes 220, 240, and 260 is formed of a semicon-
ductive material. Examples of semiconductive materials
include titanium oxides, indium tin oxides, fluorinated tin
oxides, tin oxides, and zinc oxides. In certain embodiments,
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one or more (i.e., one, two, or three) electrodes 220, 240, and
260 are formed of titanium dioxide. Titanium dioxide used to
prepare an clectrode can be in any suitable forms. For
example, titanium dioxide can be in the form of intercon-
nected nanoparticles. Examples of interconnected titanium
dioxide nanoparticles are described, for example, in U.S. Pat.
No. 7,022,910, the contents of which are incorporated herein
by reference. In some embodiments, at least one (e.g., one,
two, or three) of electrodes 220, 240, and 260 is a transparent
electrode. As referred to herein, a transparent electrode is
formed of a material which, at the thickness used in a photo-
voltaic cell, transmits at least about 60% (e.g., at least about
70%, at least about 75%, at least about 80%, at least about
85%, at least about 90%, at least about 95%) of incident light
ata wavelength or a range of wavelengths used during opera-
tion of the photovoltaic cell. In certain embodiments, both
electrodes 220 and 260 are transparent electrodes.

Each of photoactive layers 230 and 250 can contain at least
one semiconductive material. In some embodiments, the
semiconductive material in photoactive layer 230 has the
same band gap as the semiconductive material in photoactive
layer 250. In certain embodiments, the semiconductive mate-
rial in photoactive layer 230 has a band gap different from that
of the semiconductive material in photoactive layer 250.
Without wishing to be bound by theory, it is believed that
incident light not absorbed by one photoactive layer can be
absorbed by the other photoactive layer, thereby maximizing
the absorption of the incident light.

In some embodiments, at least one of photoactive layers
230 and 250 can contain an electron acceptor material (e.g.,
PCBM or a polymer described above) and an electron donor
material (e.g., a polymer described above). In general, suit-
able electron acceptor materials and electron donor materials
can be those described above. In certain embodiments, each
of'photoactive layers 230 and 250 contains an electron accep-
tor material and an electron donor material.

Substrate 210 can be formed of one or more suitable poly-
mers, such as those described in U.S. patent application Ser.
No. 10/723,554. In some embodiments, an additional sub-
strate (not shown in FIG. 2) can be disposed on electrode 260.

Photovoltaic cell 200 can further contain a hole carrier
layer (not shown in FIG. 2) and a hole blocking layer (not
shown in FIG. 2), such as those described in U.S. patent
application Ser. No. 10/723,554.

While photovoltaic cells have been described above, in
some embodiments, the polymers described herein can be
used in other devices and systems. For example, the polymers
can be used in suitable organic semiconductive devices, such
as field effect transistors, photodetectors (e.g., IR detectors),
photovoltaic detectors, imaging devices (e.g., RGB imaging
devices for cameras or medical imaging systems), light emit-
ting diodes (LEDs) (e.g., organic LEDs or IR or near IR
LEDs), lasing devices, conversion layers (e.g., layers that
convert visible emission into IR emission), amplifiers and
emitters for telecommunication (e.g., dopants for fibers),
storage elements (e.g., holographic storage elements), and
electrochromic devices (e.g., electrochromic displays).
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The following examples are illustrative and not intended to argon three times. To this flask was then added 20 mL of dry,
be limiting. distilled THF. The resulting solution was cooled to -78° C.
and 4.35 mL (10.88 mmol, 4 equv.) of 2.5M Bul.i was added
EXAMPLE 1 dropwise. The reaction was stirred for 1 hout at —=78° C. and

5 then warmed to room temperature and stirred for an addi-
tional 3 hours. The solution was cooled again to —78° C. and

Preparation of 2,6-bis(4,4,5,5-tetramethyl-1,3,2-di- 2.77 mL (13.6 mmol, 5 equiv.) of 2-isopropoxy-4,4,5,5-tet-
oxaborolan-2-yl)-4H-4.,4-bis(2'-ethylhexyl)cyclo- ramethyl-1,3,2-dioxaborolane was added in one portion via
penta[2,1-b:3,4-b"thiophene syringe. The reaction was stirred at =78° C. for 1 hour and

then allowed to warm to room temperature overnight. The
solution was poured into water and extracted with 4x150 mL.
of methyl tert-butyl ether. The organic layers were combined

and washed with 2x150 mL of brine, dried with anhydrous
O, >_ 15 MgSO0,, and filtered. The solvent was removed under vacuum
P! to yield and orange oil, which was purified by column chro-
BuLi © matography (5% EtOAc in hexanes) to yield a colorless,
THF THF viscous oil, 1.34 g (75% yield).
-78° C. -78°C. to 1t
20
I\ 7\ EXAMPLE 2
S S

Preparation of Polymer 1

Pd,(dba)

b /S&s SN
\
N

Polymer 1

-continued A 100 mL Schlenk flask was charged with 0.1515 g (0.231
mmol) of 2,6-bis(4,4,5,5-tetramethyl-1,3,2-dioxaborolan-2-
y1)-4H-4,4-bis(2'-ethylhexyl)cyclopenta[2,1-b:3,4-b']

55 thiophene, 0.152 g (0.231 mmol) of 5,5'-bis(5-bromo-2-thie-
nyl)-4,4'-dihexyl-2,2'-bithiazole, 2.1 mg Pd, dba, (0.00231
mmol), 4.2 mg PPh; (0.0162 mmol), and 35 mg (0.0855
mmol) of Aliquat 336. The flask, which was fitted with a
condenser, was then evacuated and refilled with argon three

60 times. The reagents were dissolved in a mixture of 20 mL of
THF and 15 mL of toluene. 2 mL of a 2M Na,CO, aquesous
solution was added to the above solution while stirring. The
reaction was heated at 90° C. for 3 days. A 1 mL, THF solution
of 14 mg (0.1155 mmol) of phenylboronic acid and 1.6 mg

100 mL oven dried Schlenk flask was charged with 1.097 ¢ 65 (0.00231 mmol) of PdCl,(PPh;), was added. Heating was

(2.72 mmol) of 4H-4,4-bis(2'-ethylhexyl)cyclopenta[2,1-b:3, continued for an additional 24 hours. After the reaction was

4-b'|dithiophene. The flask was evacuated and purged with then cooled to 80° C., 10 mL of a 7.5% sodium diethyldithio-
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carbamate solution in water was added. The mixture was
heated at 80° C. with stirring for 18 hours. After the reaction
was cooled, the organic layer was separated and washed with
warm water (3x100 mL). The toluene solution was concen-
trated and then poured into 750 mL of stirring MeOH. After
the solution was filtered, the dark precipitate was collected
and washed with MeOH. The precipitate was then transferred
to a Soxhlet thimble and washed with acetone overnight. The
product thus obtained was dried under vacuum to give 0.176
g of brown solid (0.195 mmol, 84%). '"H NMR (200 MHz,
CDCl,): 87.2-7.1 (br, 6H), 3.0 (m, 4H), 1.86 (m, 8H), 1.6 (br,
16H), 1.20-0.65 (br, 32H).
Other embodiments are in the claims.
What is claimed is:
1. An article, comprising:
a first electrode;
a second electrode; and
a photoactive material disposed between the first and sec-
ond electrodes, the photoactive material comprising a
polymer including a first comonomer repeat unit and a
second comonomer repeat unit different from the first
comonomer repeat unit;
wherein the first comonomer repeat unit comprises a thia-
zole moiety; the second comonomer repeat unit is not a
thiophene moiety or a fluorene moiety; and the article is
configured as a photovoltaic cell.
2. The article of claim 1, wherein the first comonomer
repeat unit comprises a thiazole moiety of formula (23):

(23)
O

wherein Rs is H, C,-C,, alkyl, C,-C,, alkoxy, C;-C,,
cycloalkyl, C,-C,, heterocycloalkyl, aryl, heteroaryl,
halo, CN, OR, C(O)R, C(O)OR, or SO,R; R being H,
C,-C,, alkyl, C,-C,, alkoxy, aryl, heteroaryl, C5-C,,
cycloalkyl, or C,-C,, heterocycloalkyl.

3. The article of claim 2, wherein R is C,-C,, alkoxy or
C,-C,, alkyl optionally substituted with C,-C,, alkoxy or
halo.

4. The article of claim 3, wherein R, is hexyl.

5. The article of claim 1, wherein the second comonomer
repeat unit comprises a silacyclopentadithiophene moiety, a
benzothiadiazole moiety, a thiadiazoloquinoxaline moiety, a
cyclopentadithiophene moiety, a cyclopentadithiophene
oxide moiety, a benzoisothiazole moiety, a benzothiazole
moiety, a thiophene oxide moiety, a thienothiophene moiety,
a thienothiophene oxide moiety, a dithienothiophene moiety,
a dithienothiophene oxide moiety, a tetrahydroisoindole moi-
ety, a fluorenone moiety, a thiazole moiety, a selenophene
moiety, a silole moiety, a thiazolothiazole moiety, a cyclopen-
tadithiazole moiety, a naphthothiadiazole moiety, a thienopy-
razine moiety, an oxazole moiety, an imidazole moiety, a
pyrimidine moiety, a benzoxazole moiety, or a benzimidazole
moiety.

6. The article of claim 5, wherein the second comonomer
repeat unit comprises a cyclopentadithiazole moiety of for-
mula (1), a benzothiadiazole moiety of formula (2), a thiadia-
zoloquinoxaline moiety of formula (3), a cyclopenta-
dithiophene dioxide moiety of formula (4), a
cyclopentadithiophene monoxide moiety of formula (5), a
benzoisothiazole moiety of formula (6), a benzothiazole moi-
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ety of formula (7), a thiophene dioxide moiety of formula (8),
a cyclopentadithiophene dioxide moiety of formula (9), a
cyclopentadithiophene tetraoxide moiety of formula (10), a
thienothiophene moiety of formula (11), a thienothiophene
tetraoxide moiety of formula (12), a dithienothiophene moi-
ety of formula (13), a dithienothiophene dioxide moiety of
formula (14), a dithienothiophene tetraoxide moiety of for-
mula (15), a tetrahydroisoindole moiety of formula (16), a
thienothiophene dioxide moiety of formula (17), a
dithienothiophene dioxide moiety of formula (18), a silole
moiety of formula (20), a cyclopentadithiophene moiety of
formula (21), a fluorenone moiety of formula (22), a thiazole
moiety of formula (23), a selenophene moiety of formula
(24), a thiazolothiazole moiety of formula (25), a naph-
thothiadiazole moiety of formula (26), a thienopyrazine moi-
ety of formula (27), a silacyclopentadithiophene moiety of
formula (28), an oxazole moiety of formula (30), an imida-
zole moiety of formula (31), a pyrimidine moiety of formula
(32), a benzoxazole moiety of formula (33), or a benzimida-
zole moiety of formula (34):
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R, R

3G
S

@

2
S
N/ \N
\ /
Rs Rg
s 3
N/ \N
\ /
N
>\ /<
Rs R¢
@
I I

S

gr

1

/
| S ®)
/

gr

IS
E
IS



US 9,123,895 B2

23 24
-continued -continued
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PZAN

(34)

N NH

Rs Re

wherein

each of X and Y, independently, is CH,, O, or S;

each of R, R,, R5 and R, independently, is H, C,-C,,
alkyl, C,-C,, alkoxy, C;-C,, cycloalkyl, C,-C,, hetero-
cycloalkyl, aryl, heteroaryl, halo, CN, OR, C(O)R, C(O)
OR, or SO,R, in which R is H, C,-C,, alkyl, C,-C,,
alkoxy, aryl, heteroaryl, C;-C,, cycloalkyl, or C,-C,,
heterocycloalkyl; and

each of R, and R, independently, is H, C,-C,, alkyl,

C,-C,, alkoxy, aryl, heteroaryl, C,-C,, cycloalkyl, or
C;-C,, heterocycloalkyl.

7. The article of claim 6, wherein the second comonomer
repeat unit comprises the cyclopentadithiazole moiety of for-
mula (1), the cyclopentadithiophene moiety of formula (21),
or the silacyclopentadithiophene moiety of formula (28).

8. The article of claim 1, further comprising a third
comomoner repeat unit different from the first and second
comonomer repeat units.

9. The article of claim 8, wherein the third comomoner
repeat unit comprises a thiophene moiety.

10. A polymer, comprising:

a first comonomer repeat unit comprising a thiazole moi-

ety; and

a second comonomer repeat unit different from the first

comonomer repeat unit, the second comonomer repeat
unit not being a thiophene moiety or a fluorene moiety.

11. The polymer of claim 10, wherein the first comonomer
repeat unit comprises a thiazole moiety of formula (23):

(23)
O

wherein R, is H, C,-C,, alkyl, C,-C,, alkoxy, C;-C,,
cycloalkyl, C,-C,, heterocycloalkyl, aryl, heteroaryl,
halo, CN, OR, C(O)R, C(O)OR, or SO,R; R being H,
C,-C,, alkyl, C,-C,, alkoxy, aryl, heteroaryl, C;-C,,
cycloalkyl, or C,-C,, heterocycloalkyl.

12. The polymer of claim 11, wherein R is C,-C,, alkoxy
or C,-C,, alkyl optionally substituted with C,-C, alkoxy or
halo.

13. The polymer of claim 12, wherein Rs is hexyl.

14. The polymer of claim 10, wherein the second comono-
mer repeat unit comprises a silacyclopentadithiophene moi-
ety, a benzothiadiazole moiety, a thiadiazoloquinoxaline moi-
ety, a cyclopentadithiophene moiety, a
cyclopentadithiophene oxide moiety, a benzoisothiazole
moiety, a benzothiazole moiety, a thiophene oxide moiety, a
thienothiophene moiety, a thienothiophene oxide moiety, a
dithienothiophene moiety, a dithienothiophene oxide moiety,
a tetrahydroisoindole moiety, a fluorenone moiety, a thiazole
moiety, a selenophene moiety, a silole moiety, a thiazolothia-
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zole moiety, a cyclopentadithiazole moiety, a naphthothiadia-
zole moiety, a thienopyrazine moiety, an oxazole moiety, an
imidazole moiety, a pyrimidine moiety, a benzoxazole moi-
ety, or a benzimidazole moiety.

15. The polymer of claim 14, wherein the second comono-
mer repeat unit comprises a cyclopentadithiazole moiety of
formula (1), a benzothiadiazole moiety of formula (2), a
thiadiazoloquinoxaline moiety of formula (3), a cyclopenta-
dithiophene dioxide moiety of formula (4), a cyclopenta-
dithiophene monoxide moiety of formula (5), a benzoisothia-
zole moiety of formula (6), abenzothiazole moiety of formula
(7), a thiophene dioxide moiety of formula (8), a cyclopenta-
dithiophene dioxide moiety of formula (9), a cyclopenta-
dithiophene tetraoxide moiety of formula (10), a
thienothiophene moiety of formula (11), a thienothiophene
tetraoxide moiety of formula (12), a dithienothiophene moi-
ety of formula (13), a dithienothiophene dioxide moiety of
formula (14), a dithienothiophene tetraoxide moiety of for-
mula (15), a tetrahydroisoindole moiety of formula (16), a
thienothiophene dioxide moiety of formula (17), a
dithienothiophene dioxide moiety of formula (18), a silole
moiety of formula (20), a cyclopentadithiophene moiety of
formula (21), a fluorenone moiety of formula (22), a thiazole
moiety of formula (23), a selenophene moiety of formula
(24), a thiazolothiazole moiety of formula (25), a naph-
thothiadiazole moiety of formula (26), a thienopyrazine moi-
ety of formula (27), a silacyclopentadithiophene moiety of
formula (28), an oxazole moiety of formula (30), an imida-
zole moiety of formula (31), a pyrimidine moiety of formula
(32), a benzoxazole moiety of formula (33), or a benzimida-
zole moiety of formula (34):

Ry R

s @
N/

~N
i\ /i

R

N
5 Re
s 3
N/ \N
i\ /i
N N
R

>\_/<

Rs

10

15

20

30

35

40

50

55

60

65

28

-continued

n=0
n=0

\ [/ \ /"

Rs R

o

|
s

\ [/ \ [

w2

Rs Re

S Ry
\ /
Rs Re

Ry

)\S
Re

N

Rs

o\ /o
\s/
S\ /Z
K R4

o\\S //o S
1 /Z S\ I
o\\s//o o\\s//o
1 /Z S\ J
ygte

@)

®)

©)

Q)

®

©

(10)

(n



Rs

Rs

EZ/ S\ /Z \§3 .

Rs

Rs

Rs

29

-continued

:\/
\/
/ \

S
O// \\O

[

Re

o\\s//o

/

S
O// \\O

X

Rs

Rs

Ry

N

/

S

O// \\O

/\
A
O// \O

Ry

/

S
O// \\O

Y

[

R

Rg

Re

EZ/ S\ /Z \;E |

R

R

Re

US 9,123,895 B2

12)

13)

(14)

(15)

(16)

a7

(18)

20)

@n

10

15

20

25

30

35

40

45

50

55

60

30

-continued

22)

23)

(24)

(25)

(26)

@7

28)

(30)

G



US 9,123,895 B2

31
-continued
(32)
Rs
N—
\ ,
<N /
R¢
(33)
N/\O
, or
Rs Rs
(34
N/\ NH
Rs Re

32

wherein
each of X andY, independently, is CH,, O, or S;

each of R, R,, R5 and R, independently, is H, C,-C,,
5 alkyl, C,-C,, alkoxy, C;-C,, cycloalkyl, C,-C,, hetero-
cycloalkyl, aryl, heteroaryl, halo, CN, OR, C(O)R, C(O)
OR, or SO,R, in which R is H, C,-C,, alkyl, C,-C,,
alkoxy, aryl, heteroaryl, C;-C,, cycloalkyl, or C,-C,,
heterocycloalkyl; and
10 each of R, and R, independently, is H, C,-C,, alkyl,
C,-C,, alkoxy, aryl, heteroaryl, C5-C,, cycloalkyl, or
C;-C,, heterocycloalkyl.
16. The polymer of claim 15, wherein the second comono-
15 mer repeat unit comprises the cyclopentadithiazole moiety of
formula (1), the cyclopentadithiophene moiety of formula
(21), or the silacyclopentadithiophene moiety of formula
(28).
17. The polymer of claim 10, further comprising a third
comomoner repeat unit different from the first and second
comonomer repeat units.

20

18. The polymer of claim 17, wherein the third comomoner
repeat unit comprises a thiophene moiety.
25



UNITED STATES PATENT AND TRADEMARK OFFICE
CERTIFICATE OF CORRECTION

PATENT NO. 9,123,895 B2 Page 1 of 1
APPLICATION NO. : 14/046567
DATED : September 1, 2015

INVENTOR(S) : Russell Gaudiana et al.

It is certified that error appears in the above-identified patent and that said Letters Patent is hereby corrected as shown below:

In the specification:

Column 5. Line 5. Structure

WY
Replace “ ” With -- Ré -
In the claims:
Column 22, Line 50, Claim 6, Structure 4
O
P
WA
i R , R{ Re
Replace “ ” With -- -
Signed and Sealed this
Fifth Day of July, 2016

Tecbatle X Zea

Michelle K. Lee
Director of the United States Patent and Trademark Office



